Introduction
The physics and chemistry of linear chain metal complexes with extended organic ligands are of interest with respect to W. A. Little's model of a high temperature superconductor 1 . In our opinion the dark coloured isonitrile complexes of general stoiehiometry PtX2(CNR)2 belong to this type of solid 2~8 . In case of X = CN it has been shown by chemical evidence that the actual composition is ionic i.e. Pt(CNR4)Pt(CN)4 [R = alkyl 7 , R = aryl 8 ]. If X = Cl the dark coloured modification tends to undergo a transition to the yellow isomers which are monomeric 2 . Mainly because of IR data we proposed earlier a nonionic linear chain structure of neutral PtCl2(CNR)2 units 5 , but during a recent reinvestigation some doubts on this proposal arose. In the following we report on new analytical and synthetic results especially with regard to little's theory mentioned above.
Experimental
Isonitriles* are synthesized of the amines by action of chloroform and alkalihydroxide 9 . Additional refluxing by heating is required in running the reaction in concentrated solutions of 2-fluorenylisonitrile, 4-azobenzeneisonitrile, 2-phenazinyliso-nitrile, and 2-(7-dimethylamino-3-methylphenazinyl)-isonitrile. Purification is achieved in all cases by chromatography on silicagel (0.05-0.2) in benzene.
2-Aminophenazine is prepared starting with 1.2-diaminobenzene 10 .
2-Amino-7 -dimethylamino -3 -methylphenazine is obtained from the corresponding hydrochlorid (neutral red indicator). A filtered, aqueous solution is treated with sodiumhydroxide and the organic base is recrystallized in ethanol: water (2:1) to yield dark red needles with green lustre.
PtCl2 
Results and Discussion
The following new evidence supports an ionic structure of the arylisonitrile complexes
a) A solution containing the yellow PtCl2(CNR)2, Na2PtCLi and a different isonitrile CNR' reacts quantitatively to a "mixed" complex
containing equal amounts of CNR and CNR' under any experimental condictions.
The only explanation for this result is the assumption of a primary attack of CNR' on PtCl2(CNR)2 and then precipitation of
b) Reaction of Na2PtCl4 with isonitriles in presence of tetracyanoplatinate yields a precipitate containing considerable amounts of the latter ion. E. g. the product of Na2PtCl4 + Na2Pt(CN)4 + 4 C6H5NC ethanol >.
is a violet blue material 4 . Its stoichiometry is
So if the ionic tetracyanoplatinate can be incorporated in the product the rest of the material is very likely to be ionic, too.
c) The electrical conductivity (ac) decreases considerably during the following reaction
The experiment is performed at room temperature and the process is much slower than the usual procedure of boiling in the solvent, therefore. In Fig. 1 the measured values of the electrical conductivity are plotted as a function of time t. t[min] (-) shows the initial increase of x which after a minute, reaches a sharp maximum eighty times higher than that of pure chloroform ( ). Then it slowly decreases and approaches the value found for the pure monomeric compound dissolved in chloroform (
). Even after 6 hours (figure with t[h].-.-.-) the isomerization is not complete and it takes about another ten days until x is found to be identical with that of a chloroform solution of the corresponding PtCl2(CNR)2 ( ). Such a behaviour is doubtless only possible if charged species are present in the beginning and then get diminished. + ions and second, a structure with segregate columns of anions and cations, respectively. It is hard to predict which of these types actually is preferred but a "herringbone" arrangement like in TTF-TCNQ is very unlikely because of the observed strong intermolecular interactions. Whatever the structure turns out to be, the degree of this interaction in the chain-like compound depends strongly on the electronic properties of the isonitrile ligands 5 Table II -for better comparison -together with those prepared earlier 5 . It seems that lower symmetries cause shorter wavelength absorption: red (7), red violet (4) and blue violett (5, 3) . Furtheron the degree of intermolecular interactions is reduced by introducing increasingly bulky groups in the ortho positions (H: blue violet (3), Me: violet (6), Et: red (10)). The analogous change in the 4-positions is less dramatic and the products cannot be distinguished by their blue violet color (3, 4, 9) .
The compounds listed in Table III were prepared in view of Little's theory of a high temperature superconductor 1 as mentioned above. The intermolecular interaction in these compounds (13-16) seems to be very weak. The solid [Pt(CNR)4][PtCl4] actually resemble in color the corresponding ligand RNC. The remarkable metallic appearance of complexes with smaller ligands (3, 5, 9) has disappeared.
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